Three coordination polymers of metal(II)-dicyanamido (dca) complexes with 4-methoxypyridine-N-oxide (4-MOP-NO); namely, catena-[Co(µ 1,5 -dca) 2 (4-MOP-NO) 2 ] (1), catena-[Mn(µ 1,5 -dca) 2 (4-MOP-NO) 2 ] (2), catena-[Cd(µ 1,5 -dca) 2 (4-MOP-NO) 2 ] (3), and the mononuclear [Cu(κ 1 dca) 2 (4-MOP-NO) 2 ] (4), were synthesized in this research. The complexes were analyzed by single crystal X-ray diffraction as well as spectroscopic methods (UV/vis, IR). The polymeric 1-D chains in complexes 1-3 were achieved by the doubly µ 1,5 -bridging dca ligands and the O-donor atoms of two axial 4-MOP-NO molecules in trans configuration around the distorted M(II) octahedral. On the other hand, the two "trans-axial" pyridine-N-oxide molecules in complexes 2 and 3 display opposite orientation (s-trans). The DFT (density functional theory) computational studies on the complexes 1-3 were consistent with the experimentally observed crystal structures. Compounds 1 and 2 display weak antiferromagnetic coupling between metal ions (J = −10.8 for 1 and −0.35 for 2).
Introduction
Small pseudohalide ions such as N 3 − , NCS − , NCSe − , and NCO − , as well as the longer dicyanamide ion N(CN) 2 − , are known to bind divalent 3d and 4d metal ions in a variety of ways, and thus have been extensively used as linkers between metal ions and the construction of coordination polymers (CPs) with different nuclearities, frameworks, and topologies . This class of materials has some interesting applications in crystal engineering as they can be used to utilize molecular sensors [27] , microporous materials for gas adsorption and storage [28] [29] [30] , electrical conductivity [30] , non-linear optical activity (NLO) [31, 32] , and catalytic reactions [33] , as well as some polymeric chains, which have been constructed with Zn 2+ and Cd 2+ complexes, exhibit some potential applications as MOFs (metal-organic frameworks) [34, 35] . The interaction of Zn(II) and Cd(II) with nitrogen heterocyclic coligands may lead to enhancement or quenching the fluorescence emission of the organic ligand [9, 10, 36] . In addition, CPs containing paramagnetic metal ions can serve as molecule-based magnets [37] [38] [39] [40] . The bridged pseudohalide complexes have the capability to transmit the magnetic interaction between the paramagnetic metal centers across the bridged pseudohalides [1] [2] [3] [4] [5] [6] [7] [8] [10] [11] [12] [13] [14] [18] [19] [20] [21] [22] [23] [24] .
The dicyanamido complexes display a wide range of coordination modes with divalent metal ions ranging from simple coordination mode to the terminal or central amide group (µ 1 or µ 3 ) [13, 14, 20, 41] to complex modes including both of them. These modes, which are illustrated in Scheme 1 and have been previously summarized [10, 14] , include µ2 bonding: µ 1,5 (end-to-end), µ 1,1 (end-on), and µ 1,3 [9] [10] [11] [12] [13] [14] [17] [18] [19] [20] [21] 23, 41] ; µ3 bonding: µ 1,1,5 and µ 1,1,3 [14, [18] [19] [20] 24, 25, [42] [43] [44] [45] [46] [47] [48] [49] ; µ4 bonding: µ 1,1,5,5 and µ 1, 1, 3, 5 ; and µ5 bonding: µ 1,1,3,5,5 [14, 18, 24, 25, [45] [46] [47] [48] [49] . The majority of bridged-dicyanamido-metal(II) complexes exhibit weak antiferromagnetic coupling [10] [11] [12] [13] [14] 30, 50, 51] ; however, in some cases, strong antiferromagnetic [21, 52] or weak ferromagnetic interactions have also been reported [43, 53] .
Cd(II) with nitrogen heterocyclic coligands may lead to enhancement or quenching the fluorescence emission of the organic ligand [9, 10, 36] . In addition, CPs containing paramagnetic metal ions can serve as molecule-based magnets [37] [38] [39] [40] . The bridged pseudohalide complexes have the capability to transmit the magnetic interaction between the paramagnetic metal centers across the bridged pseudohalides [1] [2] [3] [4] [5] [6] [7] [8] [10] [11] [12] [13] [14] [18] [19] [20] [21] [22] [23] [24] .
The dicyanamido complexes display a wide range of coordination modes with divalent metal ions ranging from simple coordination mode to the terminal or central amide group (µ1 or µ3) [13, 14, 20, 41] to complex modes including both of them. These modes, which are illustrated in Scheme 1 and have been previously summarized [10, 14] , include µ2 bonding: µ1,5 (end-to-end), µ1,1 (end-on), and µ1,3 [9] [10] [11] [12] [13] [14] [17] [18] [19] [20] [21] 23, 41] ; µ3 bonding: µ1,1,5 and µ1,1,3 [14, [18] [19] [20] 24, 25, [42] [43] [44] [45] [46] [47] [48] [49] ; µ4 bonding: µ1,1,5,5 and µ1,1,3,5; and µ5 bonding: µ1,1,3,5,5 [14, 18, 24, 25, [45] [46] [47] [48] [49] . The majority of bridged-dicyanamidometal(II) complexes exhibit weak antiferromagnetic coupling [10] [11] [12] [13] [14] 30, 50, 51] ; however, in some cases, strong antiferromagnetic [21, 52] or weak ferromagnetic interactions have also been reported [43, 53] . In continuation of our effort to explore the coordination geometry and magnetic properties of pseudohalide metal(II) complexes containing pyridine and pyridine-N-oxide derivatives as coligands, the following study was undertaken. With pyridine-N-oxide compounds, only two bonding modes (mono-dentate and bridging µ-O,O-NPR) [7, 8, 10, [54] [55] [56] [57] [58] [59] were found (Scheme 2). In the present study, the preparation and structural characterization of the 1D chain coordination polymers of 4-methoxypyridine-N-oxide (3)) and the monomeric [Cu(dca)2(4-MOP-NO)2] (4), are reported. Furthermore, compounds 1 and 2 were magnetically characterized and the results are compared to those derived from dicynamido-metal(II) compounds containing pyridyls. In continuation of our effort to explore the coordination geometry and magnetic properties of pseudohalide metal(II) complexes containing pyridine and pyridine-N-oxide derivatives as coligands, the following study was undertaken. With pyridine-N-oxide compounds, only two bonding modes (mono-dentate and bridging µ-O,O-NPR) [7, 8, 10, [54] [55] [56] [57] [58] [59] were found (Scheme 2). In the present study, the preparation and structural characterization of the 1D chain coordination polymers of 4-methoxypyridine-N-oxide (4-MOP-NO) with dicyanamide, catena-[M(µ 1,5 -dca) 2 (4-MOP-NO) 2 ] (M(II) = Mn (1), Co (2), Cd (3)) and the monomeric [Cu(dca) 2 (4-MOP-NO) 2 ] (4), are reported. Furthermore, compounds 1 and 2 were magnetically characterized and the results are compared to those derived from dicynamido-metal(II) compounds containing pyridyls. 
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Discussion of the Results
Preparation and Spectroscopy (IR, UV/Vis) of Complexes
The reaction of aqueous solutions of metal(II) nitrates with Nadca and 4-methoxypyridine-N-oxide in 1:2:2 molar ratio resulted in the formation of the polymeric chains catena-[M(µ 1,5 -dca) 2 (4-MOP-NO) 2 ] {M = Co (1), Mn (2), Cd (3)} and the mononuclear complex [Cu(dca) 2 (4-MOP-NO) 2 ] (4), whereas in the analogous reaction of Zn(II) nitrate, catena-[Zn(µ 1,5 -dca) 2 ] was separated, where the ZnN 4 tetrahedra are linked via four single µ 1,5 -dca to neighboring metal centers to result in a square grid 2D layer system [60] .
The dicyanamide anion shows characteristic IR absorption bands at 2286 cm −1 for ν s + ν as (N-C), 2232 cm −1 for ν as (N≡C), and 2179 cm −1 for ν s (N≡C), respectively [61] . These vibrations were observed at 2290, 2232, and 2172 cm −1 , respectively, for complex 1; at 2290, 2232, and 2172 cm −1 , respectively, for 2; at 2287, 2225, and 2170 cm −1 , respectively, for 3; and at 2292, 2241, and 2166 cm −1 , respectively, for 4. The absorption bands of the dca anion at 1344 cm −1 for ν as (N-C), 930 cm −1 for ν s (N-C), 664 cm −1 for δ(CNC), 543 cm −1 for δ(NCN), and 529 cm −1 for δ(NCN) are covered by pyridine derivative ligand vibrations (Figures S1-S4 of Supplementary Material).
The UV/vis spectrum of the solid Co(II) compound 1 exhibits three absorption bands at 1550, 780, and 420 nm ( Figure S5 ). For Co(II) in an octahedral environment, these bands refer to the electronic transitions 4 T 2g (F) ← 4 T 2g (F), 4 T 2g (P) ← 4 T 1g (F), and 4 A 2g ← 4 T 1g (F), respectively. The corresponding spectrum of the Cu(II) complex 4 (diluted with BaSO 4 ) shows a broad band centered around 1100 nm and two more bands at 588 and 266 nm. The latter band is most likely results from the electronic transition of the coordinated ligand, whereas the two intense bands centered located at 588 and 1100 nm may be attributed to the electronic transitions 2 B 1g → 2 B 2g and 2 B 1g → 2 E g , respectively, for Cu(II) in a square planar arrangement [62] . On the other hand, the electronic spectrum of catena-[Mn(µ 1,5 -dca) 2 (4-MOP-NO) 2 ] (2) revealed the presence of a band at 378 nm, due to L → M CT, and un-resolvable broad bands over the visible region between 500 and 800 nm, with a shoulder around 460 nm. These bands are very common in Mn(II)-d 5 octahedral configuration as a result of spin forbidden transitions. The solid spectra of the three complexes are shown in Figures S5-S7. The structures of complexes 2 and 3 are orthorhombic with space groups P21212 (no. 18 ) and Pccn (no. 56), respectively, and their metal(II) centers have site symmetry 2, as the two "trans-axial" pyridine-N-oxide molecules are not ligated vertical to the "equatorial" MN4(dca) plane. In the Co(II) complex, the pyridine-N-oxide molecules show the opposite orientation when viewed along the chain direction (s-trans, N1-O···O1′-N1′ torsion angle is −180°). In complexes 2 and 3, the pyridine-N-oxide molecules have the same orientation when viewed along the chain direction (s-cis, N-O···O′-N′ torsion angle is +131.6 and −123.2°, respectively). Furthermore, in 3, an alternative CdN4O2 octahedron in the polymeric chain is inclined with an N1-O1···O1″-N1″ torsion angle of -119.5° ( Figure 3 ). The structures of complexes 2 and 3 are orthorhombic with space groups P21212 (no. 18) and Pccn (no. 56), respectively, and their metal(II) centers have site symmetry 2, as the two "trans-axial" pyridine-N-oxide molecules are not ligated vertical to the "equatorial" MN4(dca) plane. In the Co(II) complex, the pyridine-N-oxide molecules show the opposite orientation when viewed along the chain direction (s-trans, N1-O···O1′-N1′ torsion angle is −180°). In complexes 2 and 3, the pyridine-N-oxide molecules have the same orientation when viewed along the chain direction (s-cis, N-O···O′-N′ torsion angle is +131.6 and −123.2°, respectively). Furthermore, in 3, an alternative CdN4O2 octahedron in the polymeric chain is inclined with an N1-O1···O1″-N1″ torsion angle of -119.5° ( Figure 3 ). The M···M intra-chain separations are 7.3603(6), 7 .5065(6), and 7.6311(6) Å, whereas the shortest metal···metal inter-chain distances are 6.6096(5), 6.6283(3) , and 6.6699 The M···M intra-chain separations are 7.3603(6), 7 .5065(6), and 7.6311(6) Å, whereas the shortest metal···metal inter-chain distances are 6.6096(5), 6.6283(3) , and 6.6699 It is interesting to mention that the 1D polymeric complexes under investigation; regardless, they have the same MN4O2 with distorted octahedra, they are not isostructural with those reported for the analogous 1D systems of catena-[M(µ1,5-dca)2(L)2] (L = 4-hydroxymethylpyridine or 3-aminopyridine [10,63]). The 1D polymeric complexes with these two coligands crystallize in the monoclinic system (P21/c, space group no. 14) , and their metal centers sit on the centers of inversion, The structures of complexes 2 and 3 are orthorhombic with space groups P2 1 2 1 2 (no. 18 ) and Pccn (no. 56), respectively, and their metal(II) centers have site symmetry 2, as the two "trans-axial" pyridine-N-oxide molecules are not ligated vertical to the "equatorial" MN 4 (dca) plane. In the Co(II) complex, the pyridine-N-oxide molecules show the opposite orientation when viewed along the chain direction (s-trans, N1-O···O1 -N1 torsion angle is −180 • ). In complexes 2 and 3, the pyridine-N-oxide molecules have the same orientation when viewed along the chain direction (s-cis, N-O···O -N torsion angle is +131.6 and −123.2 • , respectively). Furthermore, in 3, an alternative CdN 4 O 2 octahedron in the polymeric chain is inclined with an N1-O1···O1"-N1" torsion angle of -119.5 • (Figure 3) .
Crystal Structures
The M···M intra-chain separations are 7.3603(6), 7 .5065(6), and 7.6311(6) Å, whereas the shortest metal···metal inter-chain distances are 6.6096(5), 6.6283(3) , and 6.6699 It is interesting to mention that the 1D polymeric complexes under investigation; regardless, they have the same MN 4 O 2 with distorted octahedra, they are not isostructural with those reported for the analogous 1D systems of catena-[M(µ 1,5 -dca) 2 (L) 2 ] (L = 4-hydroxymethylpyridine or 3-aminopyridine [10, 63] ). The 1D polymeric complexes with these two coligands crystallize in the monoclinic system (P2 1 /c, space group no. 14) , and their metal centers sit on the centers of inversion, which is also the case for the current Co(II) complex 1. In contrast to the N-coordinated 4-hydroxymethylpyridine and 3-aminopyridine ligands, the complexes 2 and 3 adopt different structural orientations. However, they are similar to the analogous 1D systems of catena-[M(µ 1,5 -dca) 2 (L) 2 ] (L = 4-hydroxymethylpyridine or 3-aminopyridine) [10, 63] , where the pyridine rings of adjacent 4-methoxypyridine-N-oxide molecules in 1-3 form non-covalent π-π ring-ring interactions along the chain direction, as summarized in Table 1 . Table 1 . Non-covalent π-π ring-ring interactions in 1-3.
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Magnetic Data
The magnetic susceptibility for catena-[Co(µ1,5-dca)2(4-MOP-NO)2] (1) was measured in the temperature range of 2-299 K, in a 5000 Oe dc field. The χMT versus T plot for 1 is shown in Figure 5 . The room temperature χMT value of 2.9 cm 3 mol −1 K is much greater than the expected spin only value of 1.87 cm 3 mol −1 K for S = 3/2, which results from the orbital contribution in Co(II) with g values strongly deviating for 2.00. The χMT values decrease with decreasing the temperature and reaching a value of 1.11 cm 3 mol −1 K at 2 K. The decrease in the χMT values when the temperature decreases is partially attributed to antiferromagnetic intra-chain interactions, but this can be assumed to display minor exchange interactions, which are mediated by the µ1,5-bridging dicyanamido bridges. This result is in agreement with previously published experimental data and MO calculations [63] [64] [65] [66] [67] [68] . Therefore, in order to obtain an approximate estimate for the coupling constant, J, the magnetic behavior of the Co(II)-ion in axially distorted octahedral coordination may be well described with the effective spin S = 1/2 and strongly anisotropic g factor. The Hamiltonian for the Ising chain of Co(II) ions in 1 is given by Equation 
The solution of this Hamiltonian for the parallel and perpendicular susceptibility in a magnetic field close to zero was derived by Fisher [69] : 
The magnetic susceptibility for catena-[Co(µ 1,5 -dca) 2 (4-MOP-NO) 2 ] (1) was measured in the temperature range of 2-299 K, in a 5000 Oe dc field. The χ M T versus T plot for 1 is shown in Figure 5 . The room temperature χ M T value of 2.9 cm 3 mol −1 K is much greater than the expected spin only value of 1.87 cm 3 mol −1 K for S = 3/2, which results from the orbital contribution in Co(II) with g values strongly deviating for 2.00. The χ M T values decrease with decreasing the temperature and reaching a value of 1.11 cm 3 mol −1 K at 2 K. The decrease in the χ M T values when the temperature decreases is partially attributed to antiferromagnetic intra-chain interactions, but this can be assumed to display minor exchange interactions, which are mediated by the µ 1,5 -bridging dicyanamido bridges. This result is in agreement with previously published experimental data and MO calculations [63] [64] [65] [66] [67] [68] . Therefore, in order to obtain an approximate estimate for the coupling constant, J, the magnetic behavior of the Co(II)-ion in axially distorted octahedral coordination may be well described with the effective spin S = 1/2 and strongly anisotropic g factor. The Hamiltonian for the Ising chain of Co(II) ions in 1 is given by Equation (1) 
For powder samples, the average susceptibility χ = (χ∥ + 2χ⊥)/3 is measured. The experimental χT versus T data in the dc field of 5000 Oe were fitted with the Ising model over the temperature range of 10-300 K ( Figure 5 ). The best fit parameters are as follows: J = −10.8 ± 0.4 cm −1 , g∥ = 9.5 ± 0.1, and g⊥ ≈ 0. The χM −1 versus T values for 1 are plotted in Figure 6 . The behavior of this compound is fully described by the Curie-Weiss law χM = C/(T−θ) over the temperature range of 50-300 K, as indicated by the linear χM −1 versus T plot. The best fit of the magnetic susceptibility data with the Curie-Weiss law yielded C = 2.99 cm 3 Kmol −1 and θ = −13.8 K values. The magnetic susceptibility of the compound catena-[Mn(µ1,5-dca)2(4-MOP-NO)2] (2) was measured over the 2-300 K temperature range in a dc field of 3000 Oe. The plot of χMT versus T for 2 is illustrated in Figure 7 . When the sample is cooled, the χMT values decrease slowly from 4.4 cm 3 K mol −1 at 300 K, followed by a more rapid decrease below 50 K, and tends to zero at a low temperature. The χM values increase continuously throughout cooling. The overall magnetic behavior of 2 is consistent with a weak antiferromagnetically coupled system. The data were analyzed by the analytical expression of Equation (4) for an infinite chain of classical spins [70] : The solution of this Hamiltonian for the parallel and perpendicular susceptibility in a magnetic field close to zero was derived by Fisher [69] :
For powder samples, the average susceptibility χ = (χ + 2χ ⊥ )/3 is measured. The experimental χT versus T data in the dc field of 5000 Oe were fitted with the Ising model over the temperature range of 10-300 K ( Figure 5 ). The best fit parameters are as follows: J = −10.8 ± 0.4 cm −1 , g = 9.5 ± 0.1, and g ⊥ ≈ 0.
The χ M −1 versus T values for 1 are plotted in Figure 6 . The behavior of this compound is fully The χM −1 versus T values for 1 are plotted in Figure 6 . The behavior of this compound is fully described by the Curie-Weiss law χM = C/(T−θ) over the temperature range of 50-300 K, as indicated by the linear χM −1 versus T plot. The best fit of the magnetic susceptibility data with the Curie-Weiss law yielded C = 2.99 cm 3 Kmol −1 and θ = −13.8 K values. The magnetic susceptibility of the compound catena-[Mn(µ1,5-dca)2(4-MOP-NO)2] (2) was measured over the 2-300 K temperature range in a dc field of 3000 Oe. The plot of χMT versus T for 2 is illustrated in Figure 7 . When the sample is cooled, the χMT values decrease slowly from 4.4 cm 3 K mol −1 at 300 K, followed by a more rapid decrease below 50 K, and tends to zero at a low temperature. The χM values increase continuously throughout cooling. The overall magnetic behavior of 2 is consistent with a weak antiferromagnetically coupled system. The data were analyzed by the analytical expression of Equation (4) for an infinite chain of classical spins [70] : The magnetic susceptibility of the compound catena-[Mn(µ 1,5 -dca) 2 (4-MOP-NO) 2 ] (2) was measured over the 2-300 K temperature range in a dc field of 3000 Oe. The plot of χ M T versus T for 2 is illustrated in Figure 7 . When the sample is cooled, the χ M T values decrease slowly from 4.4 cm 3 K mol −1 at 300 K, followed by a more rapid decrease below 50 K, and tends to zero at a low temperature. The χ M values increase continuously throughout cooling. The overall magnetic behavior of 2 is consistent with a weak antiferromagnetically coupled system. The data were analyzed by the analytical expression of Equation (4) for an infinite chain of classical spins [70] : The best-fit parameters produced J = −0.35(1) cm −1 and g = 2.002(1). The weak antiferromagnetic interaction was revealed through the magnetization measurements at 2 K up to an external field of 5 T. At high fields, the magnetization in M/Nβ units indicates a quasi-saturated S = 5/2 system ( Figure  8) . The comparison of the overall shape of the plots with the Brillouin plot for a fully isolated S = 5/2 system, g = 2.00, shows that observed slower magnetization is consistent with a weak AF (antiferromagnetic) interaction. The resulting low J value for 2 is fully in agreement with the determined weak antiferromagnetic coupling found in 1D bridged-dca-Mn(II) compounds [14, 64, 65, 71] . The best-fit parameters produced J = −0.35(1) cm −1 and g = 2.002(1). The weak antiferromagnetic interaction was revealed through the magnetization measurements at 2 K up to an external field of 5 T. At high fields, the magnetization in M/Nβ units indicates a quasi-saturated S = 5/2 system (Figure 8) . The comparison of the overall shape of the plots with the Brillouin plot for a fully isolated S = 5/2 system, g = 2.00, shows that observed slower magnetization is consistent with a weak AF (antiferromagnetic) interaction. The resulting low J value for 2 is fully in agreement with the determined weak antiferromagnetic coupling found in 1D bridged-dca-Mn(II) compounds [14, 64, 65, 71] . The best-fit parameters produced J = −0.35(1) cm −1 and g = 2.002(1). The weak antiferromagnetic interaction was revealed through the magnetization measurements at 2 K up to an external field of 5 T. At high fields, the magnetization in M/Nβ units indicates a quasi-saturated S = 5/2 system ( Figure  8) . The comparison of the overall shape of the plots with the Brillouin plot for a fully isolated S = 5/2 system, g = 2.00, shows that observed slower magnetization is consistent with a weak AF (antiferromagnetic) interaction. The resulting low J value for 2 is fully in agreement with the determined weak antiferromagnetic coupling found in 1D bridged-dca-Mn(II) compounds [14, 64, 65, 71] . Figure 9 shows the minimum energy geometry of the catena-[M(µ1,5-dca)2(4-MOP-NO)2] complexes, where M = Co, Mn, or Cd complexes. The figure shows the Co(II) and Mn(II) complexes maintain the cis orientation of the 4-methoxypyridine-N-oxide ligands (located at two adjacent metal ions), which is in line with the experimentally observed crystal structure. In contrast, the corresponding Cd(II) complex shows a trans orientation for the 4-methoxypyridine-N-oxide ligands, which again is consistent with the experimentally observed crystal structure. In order to quantify these observations, potential energy (PE) profiles were computed along the oxygen-metal-metal-oxygen dihedral (see molecular inset for highlighted dihedral angle); these are given in Figure 10 . The PE profiles show very distinct profiles, in which the Co(II) and Mn(II) complexes reveal minima at ϕ~0°, wherein the 4-methoxypyridine-N-oxide ligands maintain a cis conformation. In the Cd(II) complex, a global minimum is observed at ϕ~50°, which constitutes a trans conformation of the 4-methoxypyridine-N-oxide ligands. In order to quantify these observations, potential energy (PE) profiles were computed along the oxygen-metal-metal-oxygen dihedral (see molecular inset for highlighted dihedral angle); these are given in Figure 10 . The PE profiles show very distinct profiles, in which the Co(II) and Mn(II) complexes reveal minima at φ~0 • , wherein the 4-methoxypyridine-N-oxide ligands maintain a cis conformation. In the Cd(II) complex, a global minimum is observed at φ~50 • , which constitutes a trans conformation of the 4-methoxypyridine-N-oxide ligands. The aforementioned theoretical results can be understood by considering the relative strength associated with the bridging dca when bound to Co, Mn, or Cd. In the case of Co and Mn, the strong d-orbital overlap of the metal center and the dca ligand maintains a rigid bonding arrangement about the bridging ligand. In contrast, the somewhat longer Cd-dca bond leads to a reduction in the The aforementioned theoretical results can be understood by considering the relative strength associated with the bridging dca when bound to Co, Mn, or Cd. In the case of Co and Mn, the strong d-orbital overlap of the metal center and the dca ligand maintains a rigid bonding arrangement about the bridging ligand. In contrast, the somewhat longer Cd-dca bond leads to a reduction in the d-orbital overlap, thus weakening the rigidity about the Cd-dca moiety. This weakening in the d-electron overlap inevitably leads to high amplitude motion around the bridging ligand. In fact, this result is in complete agreement with the observed M-ON bond distances, M(1)-O(1 ): 2.0571, 2.1639, and 2.2713 Å for M = Co, Mn, and Cd, respectively.
DFT Calculations
Further, in order to assess the short-range antiferromagnetic coupling of 1 and 2, two additional computations were performed. Although the returned calculations explore the short-range magnetic effect, the results are strikingly consistent with the experimental results. These are comprised of computing the ground state minimum energy of both species in their high-spin configurations, in which each Co(II) or Mn(II) center of 1 and 2, respectively, contained a quartet and sextet spin-symmetry, respectively. This high-spin symmetry configuration was then compared to the minimum energy geometry of the low-spin singlet spin-symmetry analogues.
In complexes 1 and 2, the localized quartet or sextet spin-symmetry on both Co(II) or Mn(II) centers, one with α spins and the other with β spins (doublet symmetry in both cases), returns a lower energy than that of the low-spin, single-spin configuration (see Table S1 in Supplementary Materials section for the results of these calculations). This indicates that the alignment of the electrons in an anti-ferromagnetic arrangement with anti-parallel spins on the distinct Co(II) or Mn(II) centers is energetically favorable over the corresponding low-spin alignment of electrons. This agrees well with the experimental observations, which shows anti-ferromagnetic coupling for both 1 and 2. As in these structures, the adjacent pyridine rings of 1-3 also constitute extra stability through the non-covalent π-π ring-ring interactions along the chain direction. The adaption of these configurations seem to be more common and unified in this class of compounds [15, 62, 63, 65, 72, 73] . As a consequence of the long intramolecular distances between paramagnetic metal ions linked by µ 1,5 -dca coordination modes, the complexes 1 and 2 display weak antiferromagnetic coupling (small |J| values) [63, 65, [72] [73] [74] [75] [76] .
Conclusions
Experimental
Materials and Physical Measurements
All materials used for the preparation of the compounds were of reagent grade quality. A Bruker Alpha P with a platinum-ATR-cap was used for the measurement of the IR spectra of the solid complexes. UV/vis-NIR spectra of the cobalt(II) and copper(II) complexes were recorded with an LS950 Lambda-spectrometer (Perkin-Elmer, Waltham, MA, USA). Elemental microanalyses (CHN) were measured with an Elementar Vario EN3 analyzer. X-ray powder patterns of the bulk material were recorded with a D8 Advance diffractometer (Bruker-AXS, Billerica, MA, USA) ( Figures S8-S11) . Magnetic data of polycrystalline solid samples of 1 and 2 were recorded with a MPMS-XL SQUID magnetometer (Quantum Design, San Diego, CA, USA) at the Magnetic Measurements Unit of the Universität de Barcelona. Pascal's constants were applied for diamagnetic corrections. 
Synthesis of [Cu(dca) 2 (4-MOP-NO) 2 ] (4)
A procedure similar to that described above was used with Cu(NO 3 
X-Ray Single Crystal Measurements of 1-4
Single-crystal data of 1-4 were measured on an APEX II CCD diffractometer (Bruker-AXS). Table 2 summarizes crystallographic data, intensity data collection, and structure refinement specifications. Data collections were performed at 100(2) K with Mo-Kα radiation (λ = 0.71073 Å); computer programs APEX and SADABS [77, 78] were used for data reduction, LP, and absorption corrections. The program library SHELX [79, 80] was used for solution (direct methods) and refinement (full-matrix least-squares methods on F 2 ). Anisotropic displacement parameters were applied to all non-hydrogen atoms. H atoms (U iso ) were obtained from difference Fourier maps. HFIX geometrical constraints were applied only for C-H bonds. Additional software: Mercury [81] ; PLATON [82] . CCDC deposition numbers: CCDC 1905722 for 1, CCDC 1905723 for 2, CCDC 1905724 for 3, and CCDC 1905725 for 4. 
The Computational Methodology
Using Gaussview 6.0 [83] , three model metal (II) dicyanamido (dca) complexes, as depicted in Figure 9 , were constructed in order to describe the oligomeric bonding via the bridging ligand. The three structures are distinguishable by the metal(II) centers (Co, Mn, or Cd) and are consistent with those studied herein. As our interest is in the inherent connectivity of the dca unit, each of the three structures was terminated by an inert and benign carbonyl moiety, as shown in Figure 9 . Using Gaussian 16 [83] , the ground state minimum energy geometry of each of the three complexes was optimized using density functional theory (DFT), with the Becke-3rd Parameter-Lee-Yang-Parr (B3LYP) functional [84] , coupled to the LANL2DZ [85] basis set. Potential energy (PE) profiles were computed along the oxygen-metal-metal-oxygen dihedral (see molecular inset in Figure 10 ; henceforth φ) in order to reveal the optimal orientation of the ligands with respect to the dca-bridge. The same level of theory as shown above was used for the PE profiles.
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